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Abstract: In this study, the enhanced photocatalytic activities of polyethylene terephthalate (PET)
filaments deposited with N-doped Titanium dioxide (TiO2) nanoparticles sensitized with water
insoluble disperse blue SE–2R dye were investigated. The PET filaments were loaded with two types
of N-doped TiO2 nanoparticles, one with and the other without being sensitized with disperse blue
SE–2R dye, in one-pot hydrothermal process respectively. The differences in photocatalytic activities
between the N-doped TiO2 and the dye-sensitized N-doped TiO2 nanoparticles when exposed to
both UV rays and visible lights were analyzed and compared by using their photodegradations of
methylene blue (MB) dye. It was demonstrated that the disperse blue dye facilitated the electron–hole
separation in N-doped TiO2 nanoparticles faster under UV irradiation than that under visible light
irradiation. The enhanced photocatalytic activity of the PET filaments loaded with dye-sensitized
N-doped TiO2 nanoparticles exposure to UV irradiation, in comparison with that under visible light
irradiation, was attributed to both improved light absorption capacity and high separation efficiency
of photo-generated electron–hole pairs. Furthermore, the conduction band and band gap of the PET
filaments deposited with N-doped TiO2 nanoparticles sensitized with disperse blue SE–2R dye were
influenced by the wavelength of light sources, while its valence band was not affected. The PET
filaments deposited with dye-sensitized N-doped TiO2 nanoparticles have a potential application to
degrade organic pollutants.
Keywords: N-doped TiO2; disperse blue SE–2R; photocatalytic activity; UV; visible light
1. Introduction
Titanium dioxide (TiO2) nanoparticles, as a typical semiconductor photocatalyst having low
toxicity, strong oxidizing power and high photocatalytic activity with tunable hydrophilic and
hydrophobic properties [1], are frequently used in water and air purifications [2], sterilizations or
disinfections [3], as well as a component in sunscreens [4], pigments [5], and other products [6].
The photocatalytic mechanism and kinetics of TiO2 are greatly influenced by modification methods,
test substrates, and irradiation conditions, and various appropriate dopants are used to develop
new photocatalysts having improved light absorption and electron–hole separation capacity under
exposure of visible light regions [7]. Its photocatalytic activity mainly depends on the performance
of photo-induced longer-lived electron and hole pairs, which result in the formation of reactive free
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radicals [8]; and its photocatalytic efficiency is affected by many variables including reactant adsorption
rate, light irradiance, crystal facet, band gap, surface area, and separation rate of the photo-generated
electron–hole pairs [1]. Many modification strategies, including doping with transition metal ions [9] or
non-metal elements [10], heterojunction coupling [11], defect engineering [12], hierarchical structure [13],
and surface sensitization by organic dyes [14] or metal complexes [15], have been developed to narrow
the relatively large band gap of TiO2 to enhance its photocatalytic efficiency.
Other advanced oxidation approaches were utilized [16] to produce reactive free radicals having
a higher oxidizing power in the TiO2 photo-oxidation process for the destruction of contaminants,
including sensitization of TiO2 nanoparticles with both polymerpendant Ru(bpy)3 complexes and dyes
because of their more efficient visible light harvesting capability [17]. For example, triarylmethane
dyes were used as a good sensitizer in the visible light region [18]. While the dye-sensitized TiO2
nanoparticles are of low cost and have the flexibility of tunable photocatalytic activity in comparison
with TiO2 nanoparticles modified by using other techniques [19], most of the dyes used for the
sensitization of TiO2 are water soluble and these dye macromolecules anchored on TiO2 surface are
liable to be photodegraded and gradually lost in the photocatalysis process [20]. However, to our
best knowledge, the water insoluble dyes, except a couple of disperse azo porphyrin dyes [21–23],
have rarely been used to sensitize TiO2 because it is difficult to dope them into TiO2 in aqueous
dispersions under normal conditions.
TiO2 nanoparticles have been extensively applied in textile industries to obtain various functional
fabrics having self-cleaning [24], UV-protection [25], and antimicrobial properties [26]. These functional
textiles were fabricated by coating of TiO2 nanoparticles on fabric surface using different precursors
based on sol-gel [27], hydrothermal [28], pulsed laser deposition [29], plasma [30], and other
methods [31]. Fabrics made from polyethylene terephthalate (PET) fibers/filaments were widely
used as water and air filter medium [32] due to PET filaments having good mechanical and thermal
durability, inherently non-absorption to water, resilient to wrinkling and shrinking, and resistant to
most chemicals. For PET fabrics dyed using carrier dyes with TiO2 nanoparticles, the increases of the
amount of TiO2 nanoparticles loaded on the PET fabrics resulted in a higher color strength without
adverse effects on color fastness [33] in comparison with PET fabrics obtained from conventional carrier
dyeing process.
In this paper, the role of water insoluble disperse blue SE–2R dye on the photocatalytic activity of
PET filaments deposited with dye-sensitized N-doped TiO2 nanoparticles under both UV and visible
light irradiation is investigated because we noticed that there was a difference for photodegradation of
dyes under UV and visible light irradiation. The PET filaments are modified using titanium sulfate,
urea and disperse blue SE–2R dye in a facile one-pot hydrothermal process, and the photocatalytic
degradation behavior of methylene blue (MB) dye by the as-modified PET filaments is characterized.
The possible mechanism on how the disperse blue dye improves the photocatalytic activity of N-doped
TiO2 nanoparticles deposited on PET filaments when exposure to UV irradiation is proposed based on
the examination and analysis of the structural changes of the dye-sensitized N-doped TiO2 nanoparticles.
This research highlights a new TiO2 composite having enhanced photocatalytic efficiency to degrade
organic pollutants.
2. Results and Discussion
2.1. Morphology, Crystal Structure, and Element Analysis of Resultant TiO2 Nanoparticle Aggregates
The surface morphologies of the resultant PET filaments examined by field emission scanning
electron microscope (FESEM) observation are presented in Figure 1a–e. The surface of the original
filaments is smooth and clean without any impurities (Figure 1a). After hydrothermal treatments,
the surfaces of the filaments obtained from both technical schemes are deposited with a layer of
particulates in the size of micrometers, and their appearances are very similar to the fibers obtained from
hydrothermal process using titanium sulfate as precursor [34]. The surface of the filaments deposited
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with dye-sensitized N-doped TiO2 nanoparticles (S1–F) (Figure 1b) potentially being dye-sensitized
is relatively smoother than that of the filaments deposited with N-doped TiO2 nanoparticles (S2–F)
(Figure 1d). The high-magnified FESEM images (Figure 1c,e) indicate that these particle aggregates
several micrometers in size are composed of nano-scaled particles with the average particle sizes
smaller than 100 nm. It was reported that the agglomeration of TiO2 nanoparticles on filament surface
in hydrothermal process could be alleviated after addition of disperse blue dye [35].
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The X-ray diffraction (XRD) patterns of the crystal structures of the TiO2 particulate powders
obtained fro the residual dyeing solutions, which should be identical to the TiO2 nanoparticles
deposited on fila ent surfaces, are shown in Figure 1f. It is noticed that a series of characteristic
diffraction peaks at 2θ of 25.4◦, 37.9◦, 48.2◦, 54.1◦, 55.2◦, 62.8◦, and 75.3◦ is found, which is well matched
with the (101), (004), (200), (105), (211), (204), (116), (220), and (215) planes of tetragonal anatase TiO2
(JCPDS card No. 21-1272) [36]. This suggests that, as expected, highly crystallized anatase TiO2
nanoparticles [34] are formed during the hydrothermal process. According to Scherrer formula [37],
the average particle sizes of the as-prepared TiO2 nanoparticles are calculated as 9.2 ± 0.1 nm for
the TiO2 nanoparticle powders obtained from the scheme one (S1–P) and 10.1 ± 0.1 nm for the
TiO2 nanoparticle powders obtained from the scheme two (S2–P). This means that the presence of
disperse blue dye has little effect on the formation of crystal structure of TiO2 nanoparticles during the
hydrothermal process.
The che ical ele ent ho ogeneity analysis of the S1–F is illustrated in Figure 1g. An optical
i age of the individual PET filament is clearly shown in the top left corner in Figure 1g, and the presence
of Ti, S and Br is confirmed and these elements are uniformly distributed in the whole examined
area. It is believed that the elements Ti and S are produced by titanium sulfate and its hydrolyzed
by-products, the element Br is an indication of the presence of disperse blue SE–2R dyes. It is thus
concluded that the S1–F is deposited with TiO2 nanoparticles sensitized with disperse blue dye.
2.2. Chemical Binding between PET Filaments and TiO2 Nanoparticles
In order to determin the chemical bi ing states between TiO2 nanoparticles and the PET
filaments obtained from both schemes, their X-ray photoelectron spectroscopy (XPS) spectra of both
S1–F and S2–F are shown in Figure 2a–e, and the results of quantitative elemental analysis are listed
in Table 1. It is noted that the elements C, O, N and Ti in the surface of the PET filaments from both
schemes are observed in the XPS spectra (Figure 2a). Among them, the element N could be originated
from both residual urea and residual disperse blue dye. The atomic percentage of the element Ti in the
S2–F, 0.41%, is far smaller than that in the S1–F, 11.3%, corresponding with the weight gains of the
S1–F and S2–F. This suggest that the incorporation of disperse blue SE–2R dye in the hydrothermal
process might lead to a greater loading of N-doped TiO2 nanoparticles onto the PET filaments [35],
thus enhancing the photocatalytic performance of the N-doped TiO2 coated filaments.
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Figure 2. (a) Survey spectra, (b) O1s and (c) Ti2p for the S1–F, (d) O1s and (e) Ti2p for the S2–F
core-level spectra.
The O1s XPS spectra for the PET filaments obtained from both schemes can be deconvoluted into
three distinct sub-peaks. The sub-peaks at 530.25 eV, 532.19 eV and 534.18 eV for the S1–F (Figure 2b)
and 531.37 eV, 532.45 eV and 533.81 eV for the S2–F (Figure 2d) are ascribed to O-Ti4+/Ti3+, O = C-O and
C-O, respectively [38]. Also, the corresponding Ti2p XPS spectra are deconvoluted into four sub-peaks.
The sub-peaks at 460.07 eV and 465.92 eV (spin-orbit splitting of 5.85 eV) for the S1–F (Figure 2c)
and 459.14 eV and 465.08 eV (spin-orbit splitting of 5.94 eV) for the S2–F (Figure 2e) are attributed to
Ti4+2p3⁄2 and Ti4+2p1⁄2 of TiO2 nanoparticles, respectively [39]. The sub-peaks at 458.61 eV and 464.20 eV
(spin-orbit splitting of 5.59 eV) for the S1–F (Figure 2c) and 457.66 eV and 463.20 eV (spin-orbit splitting
of 5.54 eV) for the S2–F (Figure 2e) are assigned to Ti3+2p3⁄2 and Ti3+2p1⁄2, respectively [40]. Therefore,
the binding of Ti atoms of TiO2 nanoparticles with O atoms of the PET filaments is confirmed in the
core-level O1s and Ti2p XPS spectra.
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Table 1. The results of X-ray photoelectron spectroscopy (XPS) elemental analysis of the as-modified
PET filaments.
PET Filaments Elements Binding Energy(eV)
FWHM
(eV)
Areas
(Cps•eV)
Atomic Percent
(%)
S1–F
O1s 529.5 4.75 7884.3 29.51
Ti2p 456.9 3.38 2498.5 11.3
N1s 400.1 0.14 79.6 0.45
C1s 282.6 3.4 6858.5 58.73
S2–F
O1s 530.1 3.07 7530.1 17.13
Ti2p 456.1 0.53 446.6 0.41
N1s 396.1 0.41 157.5 0.62
C1s 282.1 2.34 11761.5 81.84
2.3. The Separation Efficiency of Photo-Generated Electron–Hole Pairs
The steady-state photoluminescence (PL) and time-resolved PL spectra as well as the
electrochemical impedance spectroscopy (EIS) Nyquist plots of the as-modified PET filaments resultant
from both schemes under UV and visible light irradiation are revealed in Figure 3. It is demonstrated
in Figure 3a,b that the generation, transfer, and recombination of charge carriers on the S1–F (or the
S1–P) exhibit higher efficiency than that on the S2–F (or the S2–P). The PL intensity of the S1–P is
lower than that of the S2–P in the steady-state PL spectra, indicating a high-efficiency separation of
electron–hole pairs of the dye-sensitized N-doped TiO2 in comparison with the N-doped TiO2 [41].
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The time-resolved PL spectra for the resultant PET filaments obtained from both schemes are
fitted by using biexponential kinetics, in which two decay components are obtained. The decay
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time constants are summarized in Table 2 including lifetimes (τ1 = 0.38 ns and τ2 = 2.40 ns for the
S1–F versus τ1 = 1.22 ns and τ2 = 7.77 ns for the S2–F), corresponding fractions (f1 = 46.8% and
f2 = 53.2% for the S1–F versus f1 = 71.2% and f2 = 28.8% for the S2–F), average lifetimes (τ) and the
corresponding relative percentages of charge carriers. The average lifetime for the S2–F is 3.04 ns,
which is much greater than that for the S1–F (1.45 ns). The shorter lifetime for the S1–F indicates the
efficient photo-generated electron transfer from the dye-sensitized N-doped TiO2 to the dyed PET
substrate, resulting in the high photocatalytic activity [42].
Table 2. The average lifetime τ values along with fitting parameters (τ1 and τ2 with their corresponding
fraction f1 and f2) of the total decay for both schemes.
PET Filaments τ1 (ns) τ2 (ns) f1 (%) f2 (%) τ (ns)
S1–F 0.38 2.4 46.8 53.2 1.45
S2–F 1.22 7.77 71.2 28.8 3.04
In addition, the separation of electron–hole pairs and their interfacial transfer in photocatalytic
activity of the two types of N-doped TiO2 nanoparticles under UV and visible light irradiation are
investigated. The arc radius of the EIS Nyquist plots, which represents the separation efficiency of
electron–hole pairs and interfacial charge transfer capability, is frequently used to explain the difference
in photocatalytic activities of various photocatalysts [43,44]. The arc radius of the S1–F is smaller
than that of the S2–F at the high frequency region under UV irradiation (Figure 3c), implying the
fast separation of electron–hole pairs and efficient interfacial charge transfer [45]. On the contrary,
the arc radius of the S1–F is larger than that of the S2–F when exposure to visible light irradiation
(Figure 3d). Therefore, the separation of electron–hole pairs and interfacial charge transfer for both
filaments are very different under UV and visible light irradiation conditions, this implies that the
disperse dye plays an important role in the photocatalytic activities of N-doped TiO2 nanoparticles
exposed to different light sources. The photo-induced electrons in the dye-sensitized N-doped TiO2
nanoparticles (S1–P) under UV irradiation can be more easily excited and transferred to the surface
of nanoparticles, then more rapidly captured by the adjacent nanoparticles than under visible light
irradiation. The dye molecules and/or PET substrate might restrain the electron–hole recombination
and favor the photocatalytic activity of the N-doped TiO2 nanoparticles (S2–P).
2.4. The Role of Disperse Blue Dye on the N-Doped TiO2 Nanoparticles’ Energy Band Structure and Absorption
to UV and Visible Light
The diffuse reflectance spectra (DRS) of both original and the two PET filaments deposited with
N-doped TiO2 nanoparticles are shown in Figure 4a. The characteristic absorption peaks at both
227 nm and 307 nm of the original PET filaments are attributed to the pi→pi * electronic transition
in the benzene ring of PET molecules [46]. The absorption edges of the two PET filaments (S1–F
and S2–F) are red-shifted to a certain degree, indicating the band gap transitions of the N-doped
TiO2 nanoparticles are further enhanced by both disperse blue dye and the dyed PET substrate [47].
The transmission spectrum of disperse blue SE–2R dye solution (1 mg/L) is also shown in Figure 4a.
The broad absorption band at around 592 nm in visible light region, corresponding to the reflectance
curve of the S1–F [48], explains the enhanced absorption of PET filaments to visible light irradiation.
The average reflectances of the S1–F are 22.7% smaller in UV (200–400 nm) region and 64.3% smaller in
visible light (400–800 nm) region in comparison with that of the S2–F. The difference in reflectance
might be ascribed to the introduction of the disperse dye and the smaller amount of N-doped TiO2
loading on the S2–F.
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for the as-modified PET filaments.
The transition from valence band (EVB) to conduction band (ECB) of the two PET filaments
obtained from both schemes are explored by using both UV photoelectron spectroscopy (UPS) spectra
and Mott–Schottky (M–S) curves as exhibited in Figure 4b–d, respectively. The valence bands of the
two N-doped TiO2 coated PET filaments shown in the UPS spectra (Figure 4b) are kept at the same
value of 2.9 eV [49], and this suggests that the staining of the disperse blue dye to PET substrate
has little influence on the valence band of the S2–F. The corresponding flat band potentials (Fermi
levels) are evaluated from the x-intercept of the M–S curves under UV (Figure 4c) and visible light
(Figure 4d) irradiation conditions, respectively. The positive slopes of the two filaments deposited with
N-doped TiO2 nanoparticles indicate that they might be n-type semiconductors based on the study of
the variation of the interfacial capacitance of the space charge layer with the applied potential [50].
It is demonstrated that the smaller the slope of the M–S curve is, the higher the charge carrier density
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will be [51]. Hence, the charge carrier density of the S1–F filaments is obviously larger than that of the
S2–F filaments under UV irradiation. However, it is contrary under visible light irradiation. Under UV
irradiation, the flat band potentials are calculated, by extrapolating 1/C2 and potential, to be −0.83 eV
for the S1–F and −0.68 eV for the S2–F relative to the saturated calomel electrode (SCE). However,
under visible light irradiation, the corresponding flat band potentials are calculated to be −0.70 eV for
the S1–F and −0.65 eV for the S2–F. The applied potentials relative to the normal hydrogen electrode
(NHE), E (relative to NHE), can be obtained by converting the potential, E (relative to SCE), using the
Equation (1) below [52]:
E (relative to NHE) = E (relative to SCE) + E (SCE) (1)
where E (relative to SCE) is the applied potential relative to SCE, and E (SCE) = 0.24 eV at 25 ◦C.
Hence, the flat band potentials are −0.59 eV for the S1–F and −0.44 eV for the S2–F under UV
irradiation, and they are more negative than those (−0.46 eV and −0.41eV) of the two N-doped TiO2
coated filaments under visible light irradiation respectively. This is because UV rays possess higher
energy than visible light. It is known that the top potential of the conduction band is more negative
than the Fermi level, and it is around 0–0.1 eV for most of semiconductors, it is set as 0.1 eV here [52].
So, the conduction bands for the S1–F and S2–F (relative to NHE) are −0.69 eV and −0.54 eV under UV
irradiation respectively, as well as −0.56 eV and −0.51 eV under visible light irradiation respectively.
It has been pointed out in previous study [53] that the doping of N into substitutional sites of TiO2
is indispensable for the narrowing of band gap, which is inversely proportional to the photocatalytic
activity of TiO2, thus leading to the high photocatalytic activity. The band gap, Eg, is estimated
according to the Equation (2) below [54]:
Eg = EVB − ECB (2)
The band gaps for the two types of TiO2 nanoparticles, S1–P and S2–P, are estimated as 3.67 eV
and 3.52 eV (relative to NHE) under UV irradiation respectively (see Figure 4e), which are of 0.11 eV
and 0.03 eV greater than 3.54 eV and 3.49 eV under visible light irradiation (Figure 4f). It is noticed
that the band gaps of the S1–F are always slightly greater than those of the S2–F under both UV and
visible light irradiation conditions. However, in comparison with the theoretical band gap 3.2 eV of
anatase TiO2 nanoparticles [55], the increased band gaps are significantly influenced by the disperse
blue SE–2R dye and PET polymers, so it is evident that the PET substrate has a greater influence over
the band gap of TiO2 and PET polymers have a strong absorption to UV rays.
2.5. The Effects of Disperse Blue Dye on the Photocatalytic Activities of the PET Filaments Deposited with
N-Doped TiO2 Nanoparticles
The photocatalytic degradation and durability of both the as-modified PET filaments and
as-prepared N-doped TiO2 nanoparticles to the MB dye solutions under UV and visible light irradiation
conditions are compared in Figure 5. After 120 min of adsorption-desorption equilibrium, there are
about equal amounts of MB molecules adsorbed on the S1–F (28.2%) and S2–F (28.4%), respectively.
This means that the two PET filaments have the similar adsorption capabilities of MB dye. After 60 min
of UV (Figure 5a) or visible light (Figure 5c) irradiation, the control MB solution without PET filaments
is slightly decolorized owing to the photosensitized ability of MB molecules [56]. The photocatalytic
degradation of MB solution is in accord with the first-order kinetic model (Figure 5b,d) [57]. It has
been reported that the dye sensitization could promote the electronic transition in TiO2 nanoparticle,
and therefore improves its photocatalytic activity [58]. It is noted that the photocatalytic activity of the
S1–F (degradation rate 99.4%) is superior to that of the S2–F (98.7%) under UV irradiation. However,
this trend is contrary under visible light irradiation (84.8% for the S1–F and 98.6% for the S2–F).
The apparent photo-decolorization rate constants (k values) under UV irradiation are 79.8 × 10−3 min−1
and 69.1 × 10−3 min−1 for the S1–F and S2–F, respectively (Figure 5b), and their corresponding k values
Catalysts 2020, 10, 531 10 of 23
under visible light irradiation are 39.2 × 10−3 min−1 for the S1–F and 77.0 × 10−3 min−1 for the S2–F
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To eliminate the influences of bot trate and different amounts of N-doped TiO2
na oparticles loade on PET filaments on he photocataly i ctivities of the N-doped TiO2 nanoparticles,
the same amount of the as-prepared N-doped TiO2 nanoparticle powders (i.e., S1–P and S2–P) before
and after being calci ated in air at 400 ◦C for 60 min (the crystalline phase of TiO2 is not changed) is
subjected to photocatalytic degradation of MB solution. Prior to the photocatalytic degradation test,
the calcinated TiO2 powders are successively washed with ethanol and water to completely remove the
residual N from both urea and disperse blue SE–2R dye. It is found that the photocatalytic activities for
all the four TiO2 powders follow the same trend as the corresponding modified PET filaments shown
above. The photocatalytic activity of the S1–P (degradation rate of 96.2%) is apparently greater than
that of the S2–P (degradation rate of 92.8%) after 60 min of UV illumination (Figure 5e). However,
upon exposure to visible light for 60 min (Figure 5g), their degradation rates to MB solutions are 84.7%
and 89.4% respectively. Thus, the photocatalytic activity of the S2–P is higher than that of the S1–P
under visible light irradiation, but lower than that under UV radiation. The degradation rates for the
photo-degradation of MB dye solution by the TiO2 powders are smaller than those by the TiO2 coated
filaments mainly because the masses of TiO2 nanoparticles on the specimens are different.
The higher photocatalytic activity of the N-doped TiO2 nanoparticles ithout dye sensitization to
photodegrade MB dye in visible light region might suggest that anion-doped TiO2 nanoparticles have
selective absorption of light. After calcination treatment, the components f N dopants and sensitized
dye in N-doped TiO2 isappear, the photoca alytic activities of both types of the TiO2 nanoparticle
powders are weaken d under UV and visible light irradiation. The egradation rates of the c lcinated
TiO2 powders with and without dye sensitization (S1–P nd S2–P) fter 60 min of UV rradiation
decrease t 65.1% nd 64.8% respectively. Aft r visible light irradiation for 60 mi , their degradation
rates are 78.0% and 76.4% respectively. After calcination, the k values of the N-doped TiO2 powders
are reduced from 52.7 × 10−3 min−1 to 15.7 × 10−3 min−1 for the S1–P and from 41.2 × 10−3 min−1 to
15.6 × 10−3 min− for the S2–P under UV irradiation (Figure 5f). For visible light irradiation (Figure 5h),
the corresponding k values decrease from 29.2 × 10−3 min−1 to 24.4 × 10−3 min− for the S1–P and from
34.9 × 10−3 min−1 to 22.5 × 10−3 min−1 for the S2–P.
The durability of the photocatalytic activities of the as-modified PET filaments is examined
by the changes of their degradation rates after four successive runs of MB photo-degradation
experiments. It is indicated that the photocatalytic activities of both filaments are well maintained
in the photo-degradation of MB solution under UV irradiation. After four successive runs of MB
photo-degradation, the degradation rates decrease from 98.7% to 95.3% for the S1–F and from 97.6% to
94.7% for the S2–F (Figure 5i), which is much better than the photocatalytic degradation durability
reported in previous study [21]. It was demonstrated that the TiO2 nanoparticles sensitized with
water soluble dyes could not withstand the long-term immersion in aqueous solution because of
Catalysts 2020, 10, 531 12 of 23
the low water resistance of the anchor groups of the dyes like carboxylic acid, phosphonic acid,
and sulfonic acid [20]. Apparently, this defect is not displayed in the PET filaments deposited with
TiO2 nanoparticles sensitized with this aqueous insoluble disperse dye.
2.6. Generation of Reactive Radical Species
The reactive radical species including h+, OH and O2− generated from the as-modified PET
filaments in the MB degradation process are compared in Figure 6 via the trapping experiments under
UV and visible light irradiation conditions. It is noted that the k values decrease in varying degree
when EDTA, TBA, and BQ are added respectively under UV (Figure 6a,b) or visible light (Figure 6c,d)
irradiation, indicating that the photocatalytic activities of the S1–F and S2–F are inhibited by EDTA,
TBA and BQ respectively. Especially, after the addition of EDTA in the MB solution, the k values
under UV irradiation are significantly reduced from 21.9 × 10−3 min−1 to 7.4 × 10−3 min−1 for the S1–F
and from 17.0 × 10−3 min−1 to 3.4 × 10−3 min−1 for the S2–F. In the case of visible light irradiation,
the k values decrease significantly from 12.7 × 10−3 min−1 to 4.7 × 10−3 min−1 for the S1–F and from
17.3 × 10−3 min−1 to 5.6 × 10−3 min−1 for the S2–F. Therefore, it is concluded that, in comparison with
OH and O2−, the h+ radicals play a decisive role in the photocatalytic degradation of MB solution
under both UV and visible light irradiation conditions.
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under (a,b) UV and (c,d) visible light irradiation.
The involvements of reactive radical species in photodegrading MB solution under UV or visible
light irradiation are also studied by employing electron spin resonance (ESR) technique. The scavengers
of 5,5-dimethyl-1-pyrrolinen-oxide (DMPO) and 2,2,6,6-tetramethylpiperidine-1-oxyl (TEMPO) are
used on the S1–F, and the results are described in Figure 7. It is shown that no signal of DMPO– O2−
and DMPO–OH is detected in the dark. Upon exposure to UV (Figure 7a,c) or visible light (Figure 7b,d)
irradiation, six characteristic peaks of DMPO–O2− in methanol dispersions or four typical peaks of
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DMPO–OH [59] in aqueous dispersions are observed. With the increase of the irradiation time, the
peak intensities of DMPO–O2− and DMPO–OH adducts are enhanced. It is worthy of noting that after
12 min of UV irradiation the peak intensities of both DMPO–O2− and DMPO–OH adducts are greater
than those under visible light irradiation but not too much (Figure 7e,f). This suggests that more O2−
and OH radicals are generated by exposure to UV rays rather than visible light.
In addition, the absence of h+ radicals in aqueous dispersions is demonstrated by the strong signals
of spin-trapped TEMPO–h+ adducts in dark condition [59]. Under UV irradiation (Figure 7g), the peak
intensities of spin-trapped TEMPO–h+ adducts gradually decrease with the increase of illumination
time, indicating more h+ radicals are generated. The triplet g values of ESR signals occurred at g =
2.016, 2.006 and 1.996 imply the existence of the single-electron-trapped oxygen vacancy [60]. The g
value at 1.996 is attributed to the trapped electrons resulted from Ti3+, and the other two g values at
2.006 and 2.016 are ascribed to the trapped h+ and superimposed oxygen species of O− and O2− [61].
Under visible light irradiation (Figure 7h), the peak intensities of spin-trapped TEMPO–h+ adducts
decrease slightly with the increase of illumination time, implying a few holes are formed. The ESR
results are in agreement with the trapping experiments by using EDTA. Therefore, the reactive radicals
of O2−, OH, and h+ produced by the PET filaments deposited with the dye-sensitized N-doped TiO2
nanoparticles are involved in the photo-degradation process of MB solution under UV or visible light
irradiation. The photocatalytic activity of the S1–F under UV irradiation is greater than that under
visible light irradiation.
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comparison of (e) DMPO–O2− and (f) DMPO–OH adducts after 12 min of illumination with UV rays
and visible light for the PET filaments deposited with dye-sensitized N-doped TiO2 nanoparticles.
2.7. Proposed Photocatalytic Mechanism of the PET Filaments Deposited with N-doped TiO2 Nanoparticles
Sensitized with Water Insoluble Disperse Dye
Based on the above analysis, it is confirmed that the superior photocatalytic performance of the
S1–F is primarily originated from the fast separation of photo-generated electron–hole pairs under UV
irradiation. Thus, the photocatalytic mechanism of the PET filaments deposited with N-doped TiO2
nanoparticles sensitized with water insoluble disperse dye is proposed and shown in Figure 8.
In the case of UV irradiation, the photo-induced electrons produced by the dye-sensitized N-doped
TiO2 nanoparticles can migrate into the internal dyed PET filaments because the electronegativity of
the PET substrate (6.84 eV) is larger than that of the N-doped TiO2 nanoparticles (5.81 eV) based on
Mulliken electronegativity theory [62]. The molecules of disperse blue SE–2R dye can be excited by
UV rays. When the energy level of the electrons of dye molecules in the excited state is higher than
the energy level of the conduction band of TiO2 (the redox potential is more negative), the electrons
will transfer from the dye molecules to TiO2, and thus the dye molecules themselves would become
positive ion free radicals. However, it has been deemed that electron capture would be likely to
happen in organic semiconductors, especially in conjugated polymers [63], this results in the decrease
of electron mobility in the materials itself [64], as most of the electrons resultant from the insoluble
dye molecules embedded in PET polymers would be restricted in the interior of the PET substrate.
Due to the presence of positive ion free radicals formed by disperse blue dye, the electrons produced
from the excited dyes and N-doped TiO2 nanoparticles could transfer fast in PET polymers and would
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be immediately quenched by positive ion radicals of the dyes. The faster the electrons are quenched,
the faster the electrons are generated from both excited dyes and N-doped TiO2 nanoparticles.
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Figure 8. Schematic diagrams of the proposed photocatalytic mechanism of the PET filaments deposited
with N-doped TiO2 nanoparticles sensitized with water insoluble disperse blue SE–2R dye under (a) UV
and (b) visible light irradiation.
Under the irradiation of visible light which has lower energy, the molecules of disperse blue SE–2R
dye can absorb much of visible light to become partially excited to produce a few electrons. This means
that the positive ion free radicals would hardly be produced and the process of forming electron–hole
pairs could be slowed down. The EIS results suggest that the separation efficiency of photo-induced
electron–hole pairs under UV irradiation is greater than that under visible light irradiation, which
could explain why the photocatalytic activity of the PET filaments deposited with the dye-sensitized
N-doped TiO2 nanoparticles under UV irradiation is higher than that under visible light irradiation.
In contrast, for the PET filaments deposited with the N-doped TiO2 nanoparticles without any
sensitization, there would be few photo-induced electrons able to transfer from the N-doped TiO2
nanoparticles to the PET substrate because of the electron capture ability of PET polymers. However,
the migration of the photo-induced electrons trapped in PET substrate could be very slow owing to
the absence of the dye molecules. With increasing illumination time, more and more photo-induced
electrons might be accumulated in the PET substrate [65], and the electric field formed by those
accumulated electrons (the direction of the electric field is from TiO2 to PET) would hinder the
electron transfer from the N-doped TiO2 nanoparticles to the PET substrate, and the electrons might
be quenched by the photo-induced holes generated from the N-doped TiO2 nanoparticles. Thus,
the separation efficiency of photo-generated electron–hole pairs is relatively low in the PET filaments
deposited with N-doped TiO2 nanoparticles without any sensitization under both UV and visible light
irradiation conditions.
The photo-induced holes on the N-doped TiO2 nanoparticles react with H2O to produce OH
radicals. The photo-induced electrons on the N-doped TiO2 nanoparticles react with the dissolved
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O2 to produce the O2− radicals. The hydroperoxy (OOH) radicals by protonation of O2− react with
the trapped electrons to generate H2O2, followed by the formation of OH radicals [54]. The OH
radicals are the major reactive species, which decompose the MB dye molecules into CO2 and H2O [65].
Therefore, due to the presence of disperse blue SE–2R dye in PET polymers, the separation-efficiency of
photo-generated electron–hole pairs by the PET filaments deposited with N-doped TiO2 nanoparticles
under UV irradiation is higher than that under visible light irradiation.
3. Experimental Section
3.1. Materials and Reagents
One hundred percent PET filaments having the linear density of 5.4 dtex were purchased from
a local textile mill. The chemical reagents used were of analytical reagent grade, including titanium
sulfate (Ti(SO4)2), urea ((NH2)2CO), sodium hydroxide (NaOH), ethylenediaminetetraacetic acid
disodium salt (C10H14N2Na2O8, EDTA-2Na), tert-butanol (C4H10O, TBA), 1, 4-benzoquinone (C6H4O2,
BQ), methylene blue (C16H18ClN3S, MB) dye and anhydrous alcohol (CH3CH2OH). Disperse blue
dye SE–2R (C19H19BrN6O3, CAS No.2537-62-4) was obtained from a local printing and dyeing mill.
The deionized water was used throughout the whole experiments.
3.2. Pretreatment of PET Filaments
The surface of PET filaments was hydrolyzed by using an alkali etching method [66] to obtain
a larger specific surface area for improving the deposition of TiO2 nanoparticles on the filaments.
The PET filaments were etched in a NaOH solution of 100 g/L in concentration at 100 ◦C for 45 min at
the material to liquor ratio of 1:80. The etched filaments were then rinsed repeatedly with deionized
water and anhydrous alcohol until the pH value of the solution was neutral before they were dried
in an oven at 80 ◦C. The weight reduction rate of 11.3% was achieved after weighting the filament
samples before and after the alkali etching treatments.
3.3. Simultaneous Dye-Sensitization and Immobilization of TiO2 Nanoparticles onto PET Filaments in
Hydrothermal Process
In this work, two technical schemes, scheme one and scheme two, were designed to modify
the PET filaments in a hydrothermal process [35]. The schematics of the hydrothermal fabrication
route for the scheme one is illustrated in Figure 9. The precursor solution containing titanium sulfate,
urea and disperse blue SE–2R dye was used to simultaneously dope, dye-sensitize and immobilize
TiO2 nanoparticles on the surface of PET filaments. Four mmol of titanium sulfate was completely
dissolved in 40 mL of deionized water under vigorous stirring at ambient temperature, 8 mmol of urea
was subsequently added into the precursor solution, and 1% (o.w.f) of disperse blue SE–2R dye on the
weight of filaments was immediately put into the precursor solution under continuous stirring. About
0.8 g of the etched PET filaments was dipped into the precursor solution at the liquid ratio of 1:50 for
10 min, and then transferred to a 50 mL PTFE-lined container. The container was sealed in a stainless
steel autoclave, which was installed in a reactor and rotated at a speed of 6 rpm. The autoclave was
heated up to 140 ◦C at a heating rate of 2.5 ◦C/min. After 2 h, the PET filaments obtained were washed
with deionized water at 80 ◦C and anhydrous alcohol at 40 ◦C for 10 min thrice respectively, and finally
dried in an oven at 80 ◦C.
The PET filaments deposited with N-doped TiO2 nanoparticles obtained from the scheme two
were fabricated following the same method described in the scheme one above, except without
adding the disperse blue SE–2R dye in the precursor solution. The resultant filaments deposited with
dye-sensitized N-doped TiO2 nanoparticles and N-doped TiO2 nanoparticles were named as S1–F
for the scheme one and S2–F for the scheme two. The corresponding weight gains of the two PET
filaments after the hydrothermal treatments were measured to be 2.2% and 1.5% for the S1–F and
S2–F, respectively.
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chemical composition of the PET filaments deposited with dye-sensitized N-doped TiO2 
nanoparticles was analyzed using a M4 TORNADO small-spot micro X-ray fluorescence (μ–XRF, 
Bruker Corp., Germany) analysis system. The surface elemental composition and chemical binding 
state of the as-modified PET filaments were quantified by an X-ray photoelectron spectrometer 
(AXISULTRA, Kratos, UK). The monochromatic Al target Kα X-ray energy was 1486.68 eV and the 
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filaments were measured using a FS5 spectrofluorometer (Edinburgh Instruments Ltd., UK) at room 
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In addition, after the hydrothermal reaction, the as-prepared TiO2 nanoparticle powders obtained
in the two precursor solutions from the scheme one and scheme two, which were labeled as S1–P and
S2–P respectively, were collected by using a series of processes including centrifugation, washing with
anhydrous alcohol and deionized water, and drying in a vacuum oven.
3.4. Characterization Techniques
The surface morphologies of the as-modified PET filaments were observed using a field emission
scanning elec r microscope (FESEM, JEOL JSM-6700F, Japan). The crystal structure of the as-obtained
TiO2 anoparticle powders wa characterized by using a 7000S XRD diffractometer (Shimadzu, Japan)
with Cu Kα1 radiation (λ = 0.154056 nm) at 40 kV and 40 mA. The diffractogram was scanned at a
speed of 8◦/min in the 2θ from 10◦ to 80◦. The average crystal size was c lculated by using Scherrer
Equation (3) [37] below:
D = Kλ/βcosθ (3)
where λ is the wavelength f X-ray; β is the full wi th at half maximum (FWHM) of the diffraction angle;
K is a shape factor (0.89); and θ is the half diffraction angle of crystal orientation peak. The chemical
composition of the PET filaments deposited with dye-sensitized N-doped TiO2 nanoparticles was
analyze sing a M4 TORNADO small-spot micro X-ray fluorescence (µ–XRF, Bruker Corp., Germany)
analysis system. The surface elemental comp sition and chemical binding state of the as-modifie
PET filaments were quantified by an X-ray photoelectron spectrometer (AXISULTRA, Kratos, UK).
The monochromatic Al target Kα X-ray energy was 1486.68 eV and the power was 100 W (10 mA,
10 kV) under a vacuum of 10−8 Torr. The charge neutralizer was calibrated at the C1s hydrocarbon peak
of 284.8 eV. The fluorescence lifetime and intensity of the as-modified filaments were measured using
a FS5 spectrofluorometer (Edinburgh Instruments Ltd., UK) at room temperature. The steady-state
photoluminescence (PL) spectra were recorded with an excitation wavelength of 340 nm and the
time-resolved PL spectra were monitored at 460 nm with an excitation wavelength of 340 nm.
The average PL lifetime (τavg) was calculated using Equation (4) below [67]:
τ = (B1τ12 + B2τ22)/(B1τ1 +B2τ2) (4)
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where B1 and B2 are the relative amplitudes of decay factors, and τ1 and τ2 are the decay times,
respectively. The diffuse reflectance spectra (DRS) of PET filaments before and after the treatments were
obtained in the range of 200–800 nm at a scanning rate of 120 nm/min on a 950 UV–vis spectrophotometer
(PerkinElmer, USA) equipped with an integrating sphere of 150 mm. The valence band (VB) of the
as-modified filaments was characterized using an EscaLab 250 Xi UV photoelectron spectrometer (UPS,
Thermo Fisher Scientific Inc., USA) with a UV lamp at a power of 15 eV. The PET filaments were etched
by argon ion before testing because the atlas of the filament surface obtained for UPS measurement
was within 3 nm.
The electrochemical impedance spectroscopies (EIS) and Mott–Schottky (M–S) curves of the
as-modified PET filaments were obtained on a CHI760D electrochemical workstation (Shanghai
Chenhua Instrument Co., Ltd., Shanghai, China) under the irradiation of a Xenon lamp of 300 W with
a UV reflector (200–400 nm transmission) or a UV cutoff filter (400–780 nm transmission). A standard
three-electrode system including a Pt foil as the counter electrode and a saturated calomel electrode as
the reference electrode was applied. The working electrode was fabricated by warping 15 mg of the
PET filaments around a glass plate in the dimension of 1.5 cm × 1.5 cm. A solution containing the
mixture of K3[Fe(CN)6] (2.5 mM, pH = 7) and KCl (0.1 M, pH = 7) was used as electrolytes for the
EIS analysis. The analysis was performed at the frequency ranging from 100 to 100,000 Hz with the
AC voltage of 10 mV under open circuit potential conditions. The Na2SO4 (0.5 M, pH = 7) aqueous
solution was used as electrolytes for M–S measurements, the potential range for measurement was
from -1 to +1 V at a scanning rate of 50 mV/s and the frequency was 1 kHz.
The electron spin resonance (ESR) experiments were conducted on a A300 instrument (Bruker
Corp., Germany) by using 5,5-dimethyl-1-pyrrolinen-oxide (DMPO) as the spin trapping reagent for the
detection of hydroxyl (OH) in aqueous dispersion and superoxide (O2−) in methanol dispersion [68],
and using 2,2,6,6-tetramethylpiperidine-1-oxyl (TEMPO) [59] for the identification of holes (h+)
in aqueous dispersion at ambient temperature under UV and visible light irradiation conditions,
respectively. A 300 W Xenon lamp was used as the light source and the UV (200–400 nm) or visible
light (400–780 nm) bandpass filter was applied.
3.5. Measurements of Photocatalytic Activities
The photocatalytic degradation performances of the as-modified PET filaments and as-prepared
TiO2 nanoparticle powders were evaluated under UV and visible light irradiation conditions respectively
by using MB dye as the model pollutant. Specifically, 0.5 g of the PET filaments in the length of 10 mm
was uniformly dispersed in 50 mL of MB aqueous solution with the concentration of 5 mg/L. Prior to
irradiation, the dye solution together with PET filaments was placed in the dark for 2 h to achieve the
adsorption-desorption equilibrium at ambient temperature before it was exposed to the Xenon lamp of
300 W under the irradiation of UV (200–400 nm) or visible light (400–780 nm). The distance between the
MB solution and the lamp was 20 cm. After irradiation exposure, the absorbance at λmax = 664 nm by
the MB solution was measured using a VIS-7220N spectrophotometer (Beijing Beifen–Ruili Analytical
Instrument Co., Ltd., Beijing, China) at certain time intervals. For the as-prepared TiO2 nanoparticle
powders, the experimental conditions were kept identical except the amount of TiO2 nanoparticles was
0.01 g. The dye concentration (Ct) of the solution was thus deduced by the standard working curve
formula as shown in the Equation (5) below:
At = 0.0107 + 0.1767Ct (R2 = 0.999) (5)
where At was the absorbance of the MB solution at the illumination time t. The apparent
photo-decolorization rate constant, k, of the MB solution was calculated according to a first order
kinetic Equation as shown in the Equation (6) below [28]:
ln(C0/Ct) = kt (6)
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where C0 and Ct were the concentrations of the MB solution at initial time to = 0 and the time t. After the
irradiation reaction was completed, the degradation rate of the MB solution, D, was calculated using
the Equation (7) below [28]:
D = (1 − Ct/C0) × 100% (7)
To assess the photocatalytic stability of the as-modified PET filaments under UV (254 nm UV lamp,
2.35 mW/cm2) irradiation, the PET filaments recycled from a previous irradiation exposure experiment
were washed successively with ethanol and deionized water and put into the next cycle of irradiation
exposure experiment under the identical UV irradiation. To verify the role of the reactive species in the
photocatalytic degradation process, such as holes (h+), hydroxyl radicals (OH) and superoxide radicals
(O2−), some radical scavengers (e.g., 1 mM EDTA-2Na, 0.2 M TBA, and 1 mM BQ) [69] were added
respectively to the MB dye solution in the trapping experiments under the irradiation of UV (254 nm
UV lamp, 2.35 mW/cm2) or visible light (LED lamp, 19.7 mW/cm2). All experiments were repeated at
least three times and the average value of the measurements was obtained.
4. Conclusions
The effects of the sensitization of water insoluble disperse blue SE–2R dye on the enhanced
photocatalytic activities of the PET filaments deposited with N-doped TiO2 nanoparticles were
investigated. The differences in photocatalytic activities of both N-doped TiO2 and dye-sensitized
N-doped TiO2 nanoparticles when exposure to UV rays and visible lights were analyzed via their
photo-degradations of MB dye solutions. It was found that the disperse blue SE–2R dye in PET
polymers favors the separation of photo-generation electron–hole pairs in N-doped TiO2 nanoparticles
deposited on PET filaments under UV irradiation rather than under visible light irradiation.
A new photocatalytic mechanism for the photocatalytic activity of PET filaments deposited with
N-doped TiO2 nanoparticles sensitized with water insoluble disperse blue SE–2R dye under UV and
visible light irradiation was proposed. The improved photocatalytic activity of the PET filaments
deposited with dye-sensitized TiO2 nanoparticles was attributed to both the enhanced light absorption
capacity and the high-efficiency separation of photo-generated electron–hole pairs. The conduction
band and band gap of the N-doped TiO2 nanoparticles sensitized with disperse blue SE–2R dye
were influenced by the wavelength of illumination lights while the valence band was not affected.
In addition, the photo-generated holes were the major reactive species produced in the dye-sensitized
N-doped TiO2 nanoparticles under UV and visible light irradiation.
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